Synthesis and Experimental Section
In a 25 mL round bottomed flask, LiNO 3 (84 mg, 1.2 mmol) was dissolved in 12 mL of H 2 O, then K 28 Li 5 [H 7 P 8 W 48 O 184 ]·92H 2 O (102 mg, 6.9 x 10 -3 mmol) was added and dissolved. The solution was adjusted to pH = 1.53 by using HNO 3 (70%), then AgNO 3 (35.7 mg, 0.21 mmol) was added. The mixture was then heated at 80˚C for 30 min then cooled down to room temperature. After two weeks well behaved block colorless crystals start to form in solution. The products are isolated in several weeks. The chlorine came from the trace amount in the starting materials. Yield: 0.06 g. Characteristic I.R. bands (in cm -1 ): ν as (H 2 O), 3439 (br),1620(m); ν as (Ag-O), 1384 (s); ν as (P-O), 1128 (s), 1086 (s); ν as (W-O t ), 1015 (w), 926 (br). Elemental analysis calcd. (found) for Ag 21 Cl 2 H 115 Li 8 K 9.5 O 293 P 9.5 W 64.5 : Ag 11.5 (11.6), W 60.1 (60.3), K 1.88 (1.74), Li 0.28 (0.29). .9 x 10 -3 mmol) was added. The solution was adjusted to pH = 1.53 by using HNO 3 (70%), then AgNO 3 (13.7 mg, 0.08 mmol) was added. The mixture was then stirred at room temperature for 5 min. After three weeks well behaved block, colorless crystals start to form in solution. These are isolated in several weeks. Yield: 0.12 g. Characteristic I.R. bands (in cm -1 ): (102 mg, 6 .9 x 10 -3 mmol) was added. The solution was adjusted to pH = 1.45 by using HNO 3 (75%), then AgNO 3 (16.5 mg, 0.1 mmol) was added. The mixture was then stirred at room temperature for 5 min. After three weeks well behaved block colorless crystals start to form in solution. These are isolated in several weeks. Yield: 0.06 g. Characteristic I.R. bands (in cm -1 ): ν as ( 
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Crystal structure determinations
Suitable single crystal was selected and mounted onto the end of a thin glass fiber using Fomblin oil. X-ray diffraction intensity data were measured at 150(2) K on a Bruker Apex II Quasar diffractometer (λ(Mo Kα ) = 0.71073 Å). Corrections for incident and diffracted beam absorption effects were applied using either empirical or analytical methods respectively, 1,2 while data reduction was performed using either the Apex2 software as supplied by the manufacturers. Final structure solution and refinement were carried out with SHELXS-97 and SHELXL-2018 (or later versions) via the WinGX software suite, 3,4 with all structures solved by direct methods and refined using a full matrix least squares on F 2 method. Selected details of the data collection and structural refinement of each compound can be found in Table S1 -S3, and full details are available in the corresponding CIF files. The X-ray crystallographic data for structures reported in this article have been deposited at the Cambridge Crystallographic Data Centre, under deposition number CCDC 1892362-1892364. These data can be obtained free of charge via www.ccdc.cam.ac.uk/data_request/cif, or by emailing data_request@ccdc.cam.ac.uk, or by contacting The Cambridge Crystallographic Data Centre, 12 Union Road, Cambridge CB2 1EZ, UK; fax: +44 1223 336033.
In the structure determination process, the structures were solved by using direct methods and tungsten sites were firstly identified on the positions of heaviest electron density peaks. Then light oxo ligands around tungsten sites were recognized and define the polyoxotungstate frameworks. Ag and K positions were subsequently found from heavy electron density peaks outside the POM frameworks using the criteria Ag-O distances being about 2.4 Å and K-O distances being about 2.7 Å. The occupancies of Ag and K were initially refined and then fixed to reasonable values. Water ligands around the Ag and K sites were then defined by checking their coordination spheres.
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Fourier Transform Infrared Spectroscopy
Of particular interest here are the obvious and apparent signals stretching between 500 and 800 cm -1 . Tungstate POMs characteristically exhibit this signal as it corresponds to the W-O-W bridges generally present in these structures. The peak around 926 cm -1 is also characteristic of tungstate POMs and corresponds to terminal W=O bonds. Beyond these characteristic stretching frequencies common to many POMs, it becomes very difficult to meaningfully assign specific signals to specific parts of the structure due to the highly connected nature of these molecules altering the degrees of freedom available to individual atoms and groups in ways that are not easy to predict. However, there is an obvious peak around 1384 cm -1 which corresponds to the stretching of the Ag-O bonds. One more signal that could feasibly be assigned is around 3422 cm -1 , which is the characteristic of O-H bonds of water molecules. Figure S6 . FT-IR spectra of compound 1. Figure S7 . FT-IR spectra of compound 2. Figure S8 . FT-IR spectra of compound 3.
Powder X-Ray Diffraction
To check the purity of 1-3, Powder X-Ray Diffraction (PXRD) was conducted. The experimental and simulated PXRD patterns are shown in Figure S12 -14. Their peak positions are in good agreement with each other, indicating the phase purity of the product. The differences in intensity may be due to the preferred orientation of the powder sample. ). The spectrum of compound 2 in lithium chloride aqueous solution exhibits two peaks at -0.77 and -13.98 ppm. It corresponds to a new species with inequivalent phosphorus atoms due to partially filling of the {W1} growth positions in the solution. The spectrum of compound 3 in lithium chloride aqueous solution exhibits only one peak at -7.13 ppm. It corresponds to the equivalent phosphorus atoms in {P 8 W 48 } in the solution.
Figure S12. 31 P NMR spectra in lithium chloride H 2 0 solutions of compound 1. Figure S13 . 31 P NMR spectra in lithium chloride H 2 0 solutions of compound 2. Figure S14. 31 P NMR spectra in lithium chloride H 2 0 solutions of compound 3.
UV-Visible spectra
The UV-Visible spectra of the as-synthesized compound 1-3 in water shows no absorption band in the range of 350-800 nm. Figure S15 . The UV-Visible spectra of the compound 1. Figure S16 . The UV-Visible spectra of the compound 2. Figure S17 . The UV-Visible spectra of the compound 3.
